DNA. A ct-DNA/salts/buffer solution with EB (ct-DNA/EB 4:5, 4 mM:5 mM) was prepared. The emission spectrum was recorded as a function of 1a, 1c, 2a and 2c concentration by using a Variant mod. Cary Eclipse Luminescence spectrometer and the ruthenium complex concentration was slowly increased for ct-DNA/metal-complex ratios from 70:1 to 1:1 keeping the ct-DNA and EB concentrations constant. After each addition the fluorescence and UV-visible spectra were recorded (parameters: emission: 600 nm; excitation: 540 nm; excitation slit: 10.0 nm; emission slit:15.0 nm).
Biological assays
Cytotoxic studies were performed at the UNIDAD DE EVALUACIÓN DE ACTIVIDADES FARMACOLÓGICAS, Instituto de Farmacia Industrial, Facultad de Farmacia, University of Santiago de Compostela 15782 Santiago de Compostela, SPAIN. The tumor cell lines A2780, A2780cisR, were cultured at 37 ºC in RPMI 1640 medium (Gibco) supplemented with 10% FBS (Fetal Bovine Serum) and L-Glutamine 2 mM in an atmosphere of 95% of air and 5% CO 2 . Cell death was evaluated by using a system based on the tetrazolium compound MTT [3-(4,5-dimethyl-2-thiazolyl)-2,5diphenyl-2Htetrazolium bromide], which is reduced by living cells to yield a soluble formazan product that can be detected colorimetrically. Cells were seeded in 96-well sterile plates at a density of 4000 cells/ well in 100 μL of medium and were incubated 24 h. Complexes dissolved in DMSO were added to final concentrations ranging from 0 to 1.1 10 -4 M in a volume of 100 μL/well. The final concentration of DMSO in cell culture was maintained in all cases at 1%. 96 h later, 10 μL of a freshly diluted MTT solution (2.5 mg/mL) was pipetted into each well and the plate was incubated at 37 °C in a humidified 5% CO 2 atmosphere. After 5 h, the medium was removed and the obtained formazan product was dissolved in 100 μL of DMSO. The cell viability was evaluated by measurement of the absorbance at 595 nm. IC 50 values (compound and 2 equiv of AgCF 3 SO 3 (2 mmol) in methanol (20 mL) is stirred at 40ºC for 2 h and filtered to remove AgCl. 4,7-phenanthroline (1 mmol) is added to the filtrate. The mixture is stirred at room temperature for 24 h to give a solid which is filtered off and washed with methanol and ether (Yield, 85%). Crystals of 2a suitable for X-ray diffraction study were obtained by slow evaporation of a methanol solution of the complex at room temperature. [a] 0.054, 0.139 R(F), wR(F 2 ) for all reflections [a] 0.071, 0.152 highest peak, deepest hole (e Å -3 ) 0.837, -0.479 [(Cy) 2 Ru 2 (dhnq) 2 Cl 2 ] (1c), c) [(Cy) 4 Ru 4 (dhbq) 2 (4,7-phen) 2 ](CF 3 SO 3 ) 4 (2a) and d) [(Cy) 4 Ru 4 (dhnq) 2 (4,7-phen) 2 ](CF 3 SO 3 ) 4 (2c), in 200:1 to 5:1 ratio. Supplementary Material (ESI) for CrystEngComm This journal is © The Royal Society of Chemistry 2010 G) Reactivity with S-donor cysteine a) 0.5 1.5 2.5 3.5 4.5 5.5 6.5 7.5 8.5 9.5 ppm 0.5 1.5 2.5 3.5 4.5 5.5 6.5 7.5 8.5 9.5 ppm 0.5 1.5 2.5 3.5 4.5 5.5 6.5 7.5 8.5 9.5 ppm b) 0.5 1.5 2.5 3.5 4.5 5.5 6.5 7.5 8.5 9.5 ppm 0.5 1.5 2.5 3.5 4.5 5.5 6.5 7.5 8.5 9.5 ppm c) 0.5 1.5 2.5 3.5 4.5 5.5 6.5 7.5 8.5 9.5 ppm 0.5 1.5 2.5 3.5 4.5 5.5 6.5 7.5 8.5 9.5 ppm Figure S6 . NMR spectra of the tetranuclear species incubated at 37 ºC (during two hours) with 4 equivalents of cysteine. 1 H NMR signals of free phenantroline (green diamonds) can be appreciated: a) [(Cy) 4 Ru 4 (dhbq) 2 (4,7-phen) 2 ](CF 3 SO 3 ) 4 (2a), b)
[(Cy) 4 Ru 4 (chloranilato) 2 (4,7-phen) 2 ](CF 3 SO 3 ) 4 (2b) and c) [(Cy) 4 Ru 4 (dhnq) 2 (4,7phen) 2 ](CF 3 SO 3 ) 4 (2c). (Relevant signals corresponding to Cy peaks (red circles); free 4,7-phenantroline (green diamonds) and cysteine (blue squares) are marked).
